S3
This compound was isolated as an oil (61 mg, 95 %). ee = 92 %; Rf = 0.47 (ethyl acetate/petroleum ether 1:4); HPLC (Chiralpak AD-H, Hexane/i-PrOH = 90/10, flow rate = 1.0 mL/min, λ = 254 nm): t minor = 6.31 min, t major = 6.91 min, ee = 92 %; α D 20 (CHCl 3 , c = 1) = +38.5; 1 H NMR (300 MHz, CDCl 3 ) δ 7.29-7.24 (3H, m, Ar-H), 7.10-7.06 (2H, m, Ar-H), 5.70 (1H, dddd, J = 16.9, 10.4, 8.1, 6 .5 Hz, CH=CH 2 ), 5.11 (1H, m, =CH 2 ), 5.06 (1H, m, =CH 2 ), 5.05 (1H, dd, J = 13.6, 3.6 Hz, CH 2 NO 2 ), 4.96 (1H, dd, J = 13.6, 10.6 Hz, CH 2 NO 2 ), 4.17 (1H, dd, J = 10.6, 3.6 Hz, PhCH), 3.78 (3H, s, OCH 3 ), 3.72 (3H, s, OCH 3 ), 2.54 (1H, ddt, J = 14.4, 6.5, 1.5 Hz, CH 2 CH=CH 2 ), 2.54 (1H, ddt, J = 14.4, 8.1, 1.3 Hz, CH 2 CH=CH 2 ); 13 C NMR (75 MHz, CDCl 3 ) δ 170. 3, 170.1, 135.0, 132.0, 129.0 (2C), 128.9 (2C), 128.7, 120.1, 78.5, 61.0, 53.0, 52.9, 46.9, 38.7; m/z [Found (ES+) 
(S,S)-4a
The starting unsaturated nitrodiester 3a (555 mg, 1.73 mmol, 1.0 equiv.) was dissolved in dry tetrahydrofuran (5 mL) and allowed to stir under argon atmosphere. The temperature was lowered to -30 °C and trimethylsilyl chloride (650 μL, 5.20 mmol, 3.0 equiv) followed by triethylamine (723 μL , 5.20 mmol, 3.0 equiv) were added dropwise successively. The temperature was increased slowly to room temperature and the mixture was stirred for 18 hours. TBAF 1M in THF (3.4 mL) was added and the reaction was stirred at room temperature for 10 min. Water (10 mL) was added and the whole mixture was extracted with diethyl ether (3 × 10 mL). The organic fractions were combined, washed with saturated ammonium chloride (20 mL), dried and evaporated to give the crude desired product which was purified by flash chromatography (eluant : ethyl acetate/petroleum ether 7/3). The desired product (S,S)-4a was isolated as a white solid (443 mg, 80 % 8, 171.5, 164.4, 139.4, 130.1 (2C), 129.5 (2C), 128.4, 65.7, 64.6, 53.9, 53.3, 53.0, 46.7, 36.3; m/z (ES+) 
The starting unsaturated nitrodiester (S)-3a (97 mg, 0.30 mmol, 1.0 equiv) was dissolved in dry tetrahydrofuran (1 mL) and allowed to stir under argon atmosphere. The temperature was lowered to -30 °C and trimethylsilyl chloride (76 μL, 0.6 mmol, 2.0 equiv) followed by triethylamine (84 μL , 0.6 mmol, 2.0 equiv) were added dropwise successively. The mixture was stirred for 18 hours while the temperature increased slowly to room temperature. The reaction temperature was again lowered to 0 °C, HCl 1N (1 mL) was added and the reaction was stirred at 0 °C for 5 min. Water (10 mL) was added and the whole mixture was extracted with diethyl ether (3 × 10 mL). The organic fractions were combined, washed with saturated ammonium chloride (20 mL), dried and evaporated to give the crude desired product which was purified by flash chromatography (eluant : ethyl acetate/petroleum ether 1/4). The desired product (S,S)-5a was isolated as a colourless oil (63 mg, 70 %); Rf = 0. Catalyst III (31 mg, 0.1 mmol, 0.1 equiv) was added to a stirred solution of nitroalkene 1d (179 mg, 1.0 mmol, 1.0 equiv) and dimethyl 2-allylmalonate (2a) in THF (2 mL) at room temperature. After 2 days of stirring, the temperature was lowered to -30 °C and TMSCl (380 μL, 3.0 mmol, 3.0 equiv) and Et 3 N (420 μL, 3.0 mmol, 3.0 equiv) were added successively. The temperature was allowed to increase slowly to room temperature (in about 1 hour) and the mixture was stirred for another 18 hours. The reaction was then quenched by the addition of TBAF 1M in THF (2 mL) and the reaction was stirred at room temperature for 10 min. Water (10 mL) was added and the whole mixture was extracted with diethyl ether (3 × 10 mL). The organic fractions were combined, washed with saturated ammonium chloride (20 mL), dried and evaporated to give the crude desired product which was purified by flash chromatography (Ethyl acetate/petroleum ether 7/3). The desired product (R,R)-4c was isolated as a white foam (258 mg, 73 %). mp = 54-56 °C. Rf = 0.66 (ethyl acetate); HPLC (Chiralpak OD-H, Hexane/i-PrOH = 80/20, flow rate = 1.0 mL/min, λ = 220 nm): t minor = 10.13 min, t major = 14.14 min, ee = 98 %; α D 31 (CHCl 3 , c = 1) = -5.6°; 
The oxime (R,R)-4a was obtained using the above one-pot procedure starting from 1.0 mmol of the nitroalkene 1a. The oxime was obtained as white solid (296 mg, 92 %). Spectral data were identical to the (S,S) enantiomer described before. HPLC (Chiralpak AD-H, Hexane/iPrOH = 70/30, flow rate = 1.0 mL/min, λ = 220 nm): t minor = 7.80 min, t major = 19.13 min, ee = 91 %.
The oxime (R,R)-4b was obtained using the above one-pot procedure starting from 0.5 mmol of the nitroalkene 1b. The oxime was obtained as white solid (135 ArH), 7.24 (1H, td, J = 7.6, 1.2 Hz, ArH), 7.12 (1H, td, J = 7.6, 1.9 Hz, ArH), 7.01 (1H, d, J = 7.8 Hz, ArH), 5.57 (1H, s, ArCH), 3.73 (3H, s, OMe), 3.69-3.60 and 3.52-3.43 (2H, 2 × m, CH 2 OH), 3.30-3.21 (1H, m, CH), 3.17 (3H, s, OMe), 3.01 (1H, dd, J = 14.2, 9.5 Hz, CH 2 ), 2.96 (1H, t, J = 5.7 Hz, CH 2 OH) 2.26 (1H, dd, J = 14.2, 4.6 Hz, CH 2 ); 13 C RMN (75 MHz, CD 3 CN) δ 173. 0, 170.3, 165.8, 139.2, 134.2, 130.3, 130.2, 128.9, 126.8, 64.9, 64.5, 54.2, 53.0, 51.6, 45.7, 35.7 ; m/z (ES+) 422 [(M+Na) + , 100 %], 424 (100).
By using catalyst I, the oxime (R,S)-4d could be obtained in 80 % yield and 93 % ee.
CCDC 768535 contains the supplementary crystallographic data for this paper. These data can be obtained free of charge via www.ccdc.cam.ac.uk/data_request/cif, or by emailing data_request@ccdc.cam.ac.uk, or by contacting The Cambridge Crystallographic Data Centre, 12, Union Road, Cambridge CB2 1EZ, UK; fax: +44 1223 336033.
The oxime (R,R)-4e was obtained using the above one-pot procedure starting from 1.0 mmol of the nitroalkene 1e. The oxime was obtained as white solid (315 (R,R)-4g
The oxime (R,R)-4g was obtained using the above one-pot procedure starting from 0.5 mmol of the nitroalkene 1g. The oxime was obtained as white solid (183 163.8, 150.9, 133.4, 132.9, 130.2, 129.2, 125.5, 64.9, 63.6, 53.8, 53.0, 46.5, 45.8, 35.5; m/z [Found (ES+) The oxime (R,R)-4h was obtained using the above one-pot procedure starting from 0.5 mmol of the nitroalkene 1h, 20 mol% of the catalyst III and 4.0 equiv of the dimethyl 2-allylmalonate (2a 
The oxime (R,R)-4i was obtained using the above one-pot procedure starting from 1.0 mmol of the nitroalkene 1i. The oxime was obtained as white solid (295 mg, 95 %). mp = 126-127 °C. Rf = 0.67 (ethyl acetate); HPLC (Chiralpak AD-H, Hexane/i-PrOH = 70/30, flow rate = 1.0 mL/min, λ = 220 nm): t minor = 7.38 min, t major = 11.50 min, ee = 95 %; α D 25 (CHCl 3 , c = 1) = -1.5°; 1 H NMR (300 MHz, CDCl 3 ) δ 8.92 (1H, brs, OH), 7.24 (1H, dd, J = 1.9, 0.9 Hz, Ar-H), 6.24 (1H, dd, J = 3.1, 1.9 Hz, Ar-H), 6.11 (1H, d, J = 3.1, Ar-H), 5.22 (1H, s, CH (R,R)-4j
The oxime (R,R)-4j was obtained using the above one-pot procedure starting from 0.5 mmol of the nitroalkene 1j. The oxime was obtained as white solid (139 163.5, 143.8, 142.1, 121.7, 112.0, 64.5, 53.6, 52.9, 49.2, 44.8, 43.6, 34.8 
S10
The oxime (R,R)-4k was obtained using the above one-pot procedure starting from 0.5 mmol of the nitroalkene 1k. 0, 170.3, 165.8, 139.2, 134.2, 130.3, 130.2, 128.9, 126.8, 64.9, 64.5, 54.2, 53.0, 51.6, 45.7, 35.7; m/z [Found (ES+) 
The oxime (S,R)-4l was obtained using the above one-pot procedure starting from 0. 9, 170.5, 163.3, 159.2, 149.3, 137.7, 125.9, 123.0, 64.2, 63.8, 54.5, 53.3, 52.5, 45.7, 35.9; m/z (ES+) The oxime (R,R)-4m was obtained using the above one-pot procedure starting from 1.0 mmol of the nitroalkene 1a, 2 mmol of the malonate 2b with catalyst III. The oxime was obtained as S11 white foam (203 mg, 89 %). Rf = 0.68 (ethyl acetate); HPLC (Chiralpak AD-H, Hexane/iPrOH = 50/50, flow rate = 1.0 mL/min, λ = 220 nm): t minor = 4.57 min, t major = 14.73 min, ee = 92 %; α D 20 (CHCl 3 , c = 1) = +27. 1H, s, HOCH), 3.84 (1H, dqd, HOCH, J = 8.7, 6.3, 1.3 Hz), 3.76 (3H, s, OMe), 3.34 (1H, dddd, CH, J = 11.3, 8.7, 8.6 4, 169.8, 166.5, 136.9, 128.2, 127.2, 70.2, 63.8, 53.0, 52.1, 51.4, 50.9, 35.3, 20.8; m/z [Found (ES+) 
S12
The oxime (R,R,R)-4n was obtained using the above one-pot procedure starting from 0.25 mmol of the nitroalkene (Z)-2c. The oxime was obtained as white solid (62 3, 169.6, 150.5, 142.8, 110.6, 110.1, 69.3, 64.9, 62.4, 53.4, 52.9, 47.7, 43.4, 33.4; m/z [Found (ES+) 
The starting oxime (R,R)-4c (107 mg, 0.304 mmol) was submitted to the above reduction reaction conditions to furnish the desired hydroxylamine (R,R,R)-6c (102 mg, 95 %) as a colourless gum. Rf = 0.57 (ethyl acetate/petroleum ether = 8/2); α D 23 (CHCl 3 , c = 1) = +24.0°;
Analytical separations
The analytical chiral HPLC experiments were performed on a unit composed of a Merck D-7000 system manager, Merck-Lachrom L-7100 pump, Merck-Lachrom L-7360 oven, MerckLachrom L-7400 UV-detector, and on-line Jasco OR-1590 polarimeter. Hexane and 2-PrOH, HPLC grade, were degassed and filtered on a 0.45 μm membrane before use. The columns used are Chiral Technologies Europe (Illkirch, France). Retention times Rt in minutes, retention factors k i = (Rt i -Rt 0 )/Rt 0 are given. Rt 0 was determined by injection of tri-tertio-butyl benzene. The sign given by the on-line polarimeter is the sign of the product in the solvent used for the chromatographic separation. The analyses were performed at 25°C, with 1 mL/min as flow-rate, with UV at 254 nm and polarimeter.
Minor enantiomer : Rt 1 (-) = 6.31 ; Major enantiomer : Rt 2 (+) = 6.91
UV 254 nm 
